Synthesis

2-(4-(1-(p-Tolyl)-1H-1,2,3-triazol-4-yl)phenyl)-1,8a-dihydroazulene-1,1-dicarbonitrile 5a
To a stirring degassed solution of DHA 3a (100 mg, 0.36 mmol) in CH 3 CN (15 mL) was added 4-tolylazide 4 (0.7 mL, 0.36 mmol, 0.5M in tert-butyl methyl ether), CuI (68.2 mg, 0.36 mmol) and degassed Et 3 N (100 L, 0.72 mmol) added. The reaction mixture was degassed for a further 10 min, and stirring at room temperature was maintained overnight, after which time the volatiles were removed under reduced pressure. The residue was subjected to flash column chromatography (SiO 2 , 1:5 EtOAc / toluene) to afford the product as a yellow powder (122 mg, 83%) containing minor impurities. Recrystallisation from hot EtOAc gave 5a (101 mg, 68%) as a bright yellow powder. TLC (30% THF / heptane): R f = 0.27. M.p. 228 °C (decomp. 
S3
1H, DHA-H3), 6.59 (dd, J 11.3, 6.2, 1H), 6.49 (dd, J 11.3, 6.1, 1H), 6.37 (d, J 6.1, 1H) 147.3, 139.8, 139.3, 138.8, 134.8, 132.6, 132.0, 131.14, 131.08, 130.5, 130.4, 127.9, 127.0, 126.6, 121.3, 120.7, 119.6, 118.3, 115.3, 112.9, 51.3, 45.3, 21.3 [2] [3] 2, 
To a stirred solution of DHA 3b (129.4 mg, 0.4616 mmol) and CuI (94.0 mg, 0.494 mmol) in argon-flushed CH 3 CN (18 mL), Et 3 N (0.13 mL, 0.92 mmol) and a solution of 4-tolylazide 4 (1.85 mL, 0.920 mmol, 0.5 M in tert-butyl methyl ether) were added, and the reaction mixture was stirred for 2 h at rt. Upon completion, the cloudy bright yellow reaction mixture was poured into saturated aqueous NH 4 Cl (10 mL) and extracted with CH 2 Cl 2 (100 mL). The organic extract was washed with brine (25 mL), dried with Na 2 SO 4 , filtered and concentrated in vacuo. 4, 139.8, 139.3, 138.7, 134.8, 133.4, 131.6, 131.4, 131.2, 131.1, 130.5, 130.1, 127.9, 127.4, 126.0, 123.8, 121.5, 120.7, 119.6, 118.3, 115.3, 112.9, 51.3, 45.4, 21.3 
2-(4-(1-(p-Tolyl
An argon-flushed solution of DHA 3a (49.9 mg, 0.18 mmol) and 4-tolylazide 4 (1.0 mL, 0.50 mmol, 0.5 M in tert-butyl methyl ether) dissolved in dry THF (5 mL) was added to a dry microwave vial. The catalyst Ru(PPh 3 ) 2 Cp*Cl (20.0 mg, 25.1 μmol) was added right before sealing the vial; the reaction mixture was then heated at 80 °C for 2 h in a microwave oven. The reaction 140.0, 138.9, 138.3, 136.7, 134.0, 133.7, 133.5, 131.5, 131.1, 131.0, 130.4, 129.2, 128.2, 127.9, 126.6, 125.2, 121.9, 119.5, 115.0, 112.6, 51.1, 45.0, 21.5 
2-(3-(1-(p-Tolyl
To a stirred solution of DHA 3b (147.1 mg, 0.5248 mmol) in argon-flushed THF (10 mL) in a container suitable for microwave irradiation, a solution of 4-tolylazide 4 (2.10 mL, 1.05 mmol, 0.5 M in tert-butyl methyl ether) and a solution of Ru(PPh 3 ) 2 Cp*Cl (83.6 mg, 0.105 mmol) in argonflushed THF (5 mL) were added. The reaction mixture was heated to 80 °C for 100 min in a microwave oven. (ddd, J 8.0, 1.8, 0.9, 1H), 7.60 (t, J 1.8, 1H), 7.46 (t, J 8.0, 1H), 5H), 6.72 (s, 1H, 6.57 (dd, J 11.2, 6.3, 1H), 6.50 (dd, J 11.2, 6.1, 1H), 6.34 (br d, J 6.3, 1H), 6.31 (ddd, J 10.2, 6.1, 2.0, 1H), 5.79 (dd, J 10.2, 3.8, 1H), 3.77 (dt, 3.8, 2 .0, 1H, DHA-H8a), 2.42 (s, 3H, CH 3 ) ppm. δ C (125 MHz, CDCl 3 ) 140.0, 139.0, 138.3, 136.9, 133.9, 133.8, 133.6, 131.6, 131.5, 130.9, 130.4, 130.0, 129.9, 128.2, 127.9, 126.9, 126.4, 125.3, 121.9, 119.6, 115.0, 112.6, 51.2, 45.3, 21.4 
